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OZONATION OF CONTAMINATED LIQUIDS
UNDER HIGH PRESSURE

FIELD OF THE INVENTION

The present mnvention 1s directed to treatment of contami-
nated liquids and, more particularly, to ozonation of organic
and 1norganic constituents in aqueous solutions.

BACKGROUND OF THE INVENTION

Water from a variety of sources, such as industrial
wastewater, groundwater, and the like, often contains unac-
ceptable levels of a variety of organic and/or 1norganic
contaminants. The treatment of many of these contaminants
1s cumbersome and extremely expensive. One example of
such a contaminant is methyltetra-butylether (MTBE). It is
anticipated that over the next twenty years the United States
will spend billions of dollars cleaning up MTBE pollution
from leaking underground storage tanks (UST) at retail
gasoline facilities. MTBE 1s considered to be a major health
hazard and has contaminated numerous public drinking
supply wells. The current environmental system of choice to
treat MTBE 1s air stripping.

A1r stripping involves a phase transfer of the target
constituents from a liquid media to a gas media. Because the
target constituents are removed rather than destroyed, air
stripping systems are susceptible to off-gas discharge and
typically require treatment of vapor phase constituents.
Moreover, air stripping techniques are expensive, due 1n part
to large power requirements needed for a blower for the
stripping tower. Air stripping 1s particularly expensive for
treating M'TBE because an air stripping system needs to be
designed that 1s almost three times the size of that required
to treat traditional organic contaminants, such as benzene.

One chemical oxidation technique that has been used for
freating contaminated water employs ultraviolet light and
hydrogen peroxide to form hydroxyl radicals. A critical
limitation of this technique 1s the ability of the ultraviolet to
penetrate the liquid stream to react with the hydrogen
peroxide to form the hydroxyl radical. This technique also
requires significant energy to operate effectively, and UV
lamp strength degradation over time lowers the efficiency of
the system. This degradation can be caused by lamp life and
also fouling of the lamp glass caused by hardness, suspended
solids or other surface coating mechanisms that may be
assoclated with a particular water or wastewater stream.

Another chemical oxidation method i1nvolves using a
single oxidant at atmospheric pressure. For example, hydro-
gen peroxide 1s a strong oxidizer that can be used for treating
contaminated groundwater. In a reaction known as the
Fenton reaction, hydrogen peroxide can be mixed with a
metallic salt such as ferrous sulfate to produce a free radical,
which breaks bonds in the hydrocarbon molecule in an
exothermic reaction to produce a low-free-energy state,
generally comprising production of carbon dioxide and
walter.

In situ systems employing Fenton-type reactions are
described, for example, 1n U.S. Pat. No. 4,591,443 to Brown

and 1n U.S. Pat. No. 5,611,642 to Wilson. Each includes
mixing the Fenton reactants prior to introduction into the
soil and groundwater. U.S. Pat. Nos. 5,286,141 and 5,520,
483, both to Vigneri, describe a remediation method and
system that includes a pre-acidification of the ground water
prior to a sequential introduction of the Fenton reactants,
wherein hydrogen peroxide i1s added after an injection of
ferrous sulfate at a high concentration.
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Some water treatment processes have employed ozone 1n
a pressurized system. For example, U.S. Pat. No. 6,197,206
to Wasinger describes a process for purifying MTBE con-
taminated water by treatment with air and/or ozone. The
process utilizes a plurality of pressurized tanks with suffi-
cient pressures to cause the ozone to maintain micro-sized
bubbles. The pressure 1n the contact tanks 1s between about
3 pst and 30 ps1, and preferably 1s about 20 psi. A gas/air
stripper strips residual ozone from the water, and the residual
ogas 1s delivered to a destruction unit for removing any
remaining ozone, MTBE, and oxidation products. The pres-
sure 1S said to create micro-sized bubbles, which allow for
more surface contact with the MTBE contaminated water
and provide a faster rate of reaction.

In another approach, Mausgrover et al. U.S. Pat. No.
5,427,693 discloses a modular apparatus and associated
method for generating ozone and for transferring the ozone
into contaminated water. A venturi 1s connected to ozone
generating means, and an infusion chamber 1s connected
downstream from the venturi. A pump circulates water from
a process tank through the venturi to the infusion chamber.
The combination of the venturi and mfusion chamber 1s said
to produce a high mass transfer ratio of ozone into the water.
The pressure maintained 1n the infusion chamber and the
dimensions of the chamber are said to produce a headspace
above the inlet that contributes to the formation of a vast
number of relatively small bubbles.

There remains a need for a more cost-etfective process for
freating contaminated liquids. It would be desirable to
develop a process that effectively converts contaminants by
ozonation, while minimizing the quantity of ozone and other
expensive reagents used.

BRIEF SUMMARY OF THE INVENTION

The present invention 1s directed to a process and appa-
ratus for treating contaminated liquids by reaction with
ozone 1n a pressurized vessel. Ozone 1s 1njected mto a
contaminated liquid to form a gas/liquid. The mixture is
injected mto a mixing chamber. The mixing chamber pro-
vides turbulent gas/liquid contact. The mixture 1s flowed
from the mixing chamber 1nto the pressurized reactor vessel,
in which a pressure of at least about 45 psig 1s maintained.

In an alternative embodiment of the present invention, a
contaminated liquid, such as contaminated groundwater, 1s
freated 1n situ by ozonation. Influent liquid 1s fed 1nto a
pressurized vessel. Ozone 1s 1njected into a recirculated
liquid stream to form a gas/liquid mixture. The gas/liquid
mixture 1s mixed with recirculated headspace gas from the
vessel to form a reactive mixture having an air-to-liquid ratio
from about 0.25:1 to about 10:1. The reactive mixture 1s
injected i1nto an 1solated mixing chamber. The reactive
mixture 15 flowed from the mixing chamber mnto the pres-
surized vessel, 1n which a pressure of at least about 45 psig
1s maintained. The reactive mixture 1s injected imto the
cground using a pressurized well mjection system.

The process of the present invention can yield significant
operating cost savings over presently available technologies,
¢.2., by providing significant reductions in chemical and/or
activated carbon capital costs and significant reductions 1n
disposal and handling costs. Preferred embodiments of the
present invention also provide relative ease of operation, by
avolding the need for cumbersome and expensive air strip-
ping systems and the associated need for active carbon
disposal or regeneration. Long-term operating costs can be
reduced by virtue of the lower power requirements of an
ozone generator, for example, compared to that of a blower
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required for an air stripping tower. The process of the present
invention 1s effective independent of the clarity of the
contaminated liquid, unlike conventional UV/hydrogen per-
oxide systems, because light 1s not required for the oxidizer.
When hydrogen peroxide 1s used as a second oxidizer, ozone
and hydrogen peroxide are both dissolved in the liquid to
form hydroxyl radicals.

BRIEF DESCRIPTION OF THE DRAWINGS

The present 1nvention will now be described 1 more
detail with reference to preferred embodiments of the
invention, given only by way of example, and illustrated in
the accompanying drawings 1n which:

FIG. 1 1s a schematic illustration of an ozonation process
in accordance with a preferred embodiment of the invention;

FIG. 1A 1s a schematic illustration of a mixing chamber
inside of a pressurized reactor vessel 1n accordance with a
preferred embodiment of the invention;

FIG. 2 1s a schematic 1llustration of an in situ ozonation
process 1n accordance with an alternative embodiment of the
mmvention; and

FIG. 3 1s a schematic illustration of a well imjection

system 1n accordance with the 1n situ ozonation process
illustrated in FIG. 2.

DETAILED DESCRIPTION OF THE
INVENTION

The process of the present invention 1s particularly useful
for the treatment of contaminated liquids, e€.g., recovered
oroundwater, that contain organic and/or i1norganic com-
pounds that are difficult to treat by conventional techniques,
for example because of limited adsorption coefficient to
activated carbon treatment systems, or that require large and
expensive air stripping systems. Non-limiting examples of
such compounds include methyltetrabutylether (MTBE, a
common gasoline additive), vinyl chloride, and methylene
chloride, ammonia, arsenic, benzene, ethylbenzene,
tetrachloroethene, trichoroethene, toluene, and xylenes. In
addition, the process of the present invention may be a
useful alternative to conventional treatment methods for
non-target constituents under certain circumstances, €.g., to
meet stringent off-gas emission standards. In general, the
process 1s uselul for treating aqueous solutions containing,
one or more compounds that can be oxidized to render the
aqueous solution less odorous, less toxic, and/or otherwise
more environmentally acceptable. The total level of con-
taminants in the mnfluent liquid most often ranges from 0 to
about 750 ppm.

The process of the present invention can be used for
treating liquid streams with high levels of suspended solids,
dissolved metals, and/or i1norganic constituents. Once
oxidized, these materials precipitate out and can be easily
recovered. In some cases, it may be necessary to further
reduce carbonaceous loading and oxygen demand. For
example, i1ndustrial wastewater can be pre-treated 1n
advance of biological wastewater treatment, e.g., for reduc-
ing chemical oxygen demand (COD), biochemical oxygen
demand (BOD), total organic carbon (TOC), oil and grease,
and the like. Other applications of the present invention
include without limitation cooling tower water treatment, 1n
situ oxidation of soil and groundwater contaminants, drink-
ing water disinfection, and food processing (e.g., fruit and
vegetable disinfection).

With reference to a preferred embodiment of the invention
illustrated 1 FIG. 1, an ozone supply system 100 typically
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includes an ozone generator 10, a coolant system 20 for
circulating cooling water or other suitable coolant, an oxy-
ogen concentrator 30, and oxygen receiver 35. A preferred
ozone generator 10 1s a water-cooled ozone generator avail-
able from Ozone Technologies (UK). A filter 25 can be
provided for filtering the coolant. An air compressor 40 and
air dryer 45 are provided for supplying oxygen to the oxygen
concentrator 30. The ozone gas 1s cooled to permit the ozone
generator 10 to produce higher concentrations of ozone. The
cooling water temperature typically is below about 55° F.
and preferably ranges from about 35 to 40° F. At tempera-
tures above about 70° F., the degradation of ozone due to
temperature significantly reduces ozone concentrations.
Temperature sensors (T1) preferably are provided for moni-
toring the temperature of the coolant, and control means may
be provided for automatically regulating the coolant tem-
perature.

The flowrate of the ozone from the ozone generator 10
will depend on the specific requirements of a particular
application. In general, the required flowrate of ozone 1s
determined based on the mass of the constituents in the
influent liquid to be oxidized. Liquid samples may be tested
to account for ozone consumption due to non-target con-
stituents that may be oxidized. Presently available ozone
generators typically deliver ozone at relatively low pressure,
¢.2., a maximum pressure of 10 to 11 psig. However, i1t 1s
contemplated that ozone generators can be designed to
supply ozone at significantly higher pressures, €.g., as high
as 100 psig or more, for use 1n the present invention. The
ozone flowrate for presently available ozone generators
typically ranges from about 100 to about 500 grams per
hour.

The flowrate of the mfluent liquid generally 1s governed
by the system’s capacity to generate ozone. When using
ozone generators having the maximum capacity presently
available, e.g., about 500 grams per hour, 1t 1s possible to
economically treat contaminated liquid up to about 200
opm. The system can be configured to handle higher quan-
fities of influent liquid, e.g., as high as 1000 gpm or more,
by employing multiple and/or larger reactor vessels 300 and
by providing multiple ozone generators 10.

The 1nfluent liquid 200 1s contacted with ozone using a
conventional venturi gas injector 210. The venturi gas
injector 210 creates micro-bubbles that, together with the
mixing chamber 250 and high pressure reactor vessel 300,
provide enhanced surface contact between the ozone and the
target constituents, thereby providing improved mass trans-
fer properties.

The influent gas/liquid mixture 60 1s combined with
recirculation liquid 90 1nto which recirculated headspace gas
82a, 82b has been 1njected via injectors 220a, 220b. Because
of the relatively large quantities of headspace gas 80 that are
recirculated, it is preferred (but not required) that at least two
injectors 220a, 22056 be used for injecting the recirculated
headspace gas 82a, 82b. A recirculation pump 92 having a
variable speed motor 1s provided for feeding and pressuriz-
ing the combined 1nfluent and recirculation gas/liquid mix-
ture. Recirculating the headspace gas provides a number of
benefits 1 addition to pressurization, such as recycling
residual ozone gas and volatile organics to the reactor vessel.
Recycling ozone improves efficiency and cost effectiveness
by reducing the amount of unreacted ozone in the vent
strecam. Recycling volatile organic compounds increases
conversion and thus improves off-gas control. The recircu-
lation of the head space gas (containing ozone), in combi-
nation with the gas/liquid contact provided by the mixing
chamber 250, increases the system’s ability to dissolve
ozone at high pressures, €.g., In concentrations approaching
saturation.
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The combined stream 85, which includes mfluent liquid,
recirculation liquid, ozone, and recirculated headspace gas,
is fed to the mixing chamber 250 (not shown in FIG. 1). In
the preferred embodiment illustrated in FIGS. 1 and 1A, the
mixing chamber 250 1s located within the reactor vessel 300.
It 1s contemplated that the mixing chamber 250 alternatively
can be located outside of the reactor vessel 300. In the
preferred embodiment illustrated in FIGS. 1 and 1A, the
pressure 1nside the mixing chamber 250 1s the same as the
system operating pressure (i.€., reactor vessel pressure).

As shown 1n FIG. 1A, the mixing chamber 250 comprises
a small diameter pipe 250" located 1n the reactor vessel 300.
An 1njection pipe 252 extends downward and has a plurality
of nozzles 253, 254, 255, 256 for injecting the combined
stream 1nto the mixing chamber 250. Two of the nozzles
253, 254 are positioned about half way down the length of
the small diameter pipe 250" and are pointed horizontally
outward, 1.e., toward the mner surface of the small diameter
pipe 250'. The other two nozzles 255, 256 are located at the
bottom of the injection pipe 252 and are pointed upward.
This configuration creates very turbulent gas/liquid mixing
conditions that are favorable for maximizing contact
between ozone and the oxidizable constituents in the liquid.
The mixing chamber 250 also includes a plurality of orifices
260 through which the liquid may exit horizontally into the
reactor vessel 300 and eventually to the reactor effluent 95.
Liquid from the mixing chamber 250 also may flow 1nto the
recirculation line 90 and back into the gas mjection system.
Other mixing chamber configurations are possible for pro-
viding turbulent gas/liquid mixing, and should be regarded
as falling within the scope of the present invention.

The dimensions of the mixing chamber and reactor vessel
can be determined based on such factors as flowrate and
required retention time. The retention time typically ranges
from about 10 to about 40 minutes, more often from about
15 to about 30 minutes. The diameter of the reactor vessel
typically ranges from about 3 to about 6 feet. The diameter
of the mixing chamber most often ranges from about 6 to
about 18 inches. It should be understood that these dimen-
sions and parameters are merely exemplary and that the
actual dimensions and parameters may vary significantly, for
example when higher volumes of influent are treated and/or
when the influent contains higher levels of contaminants.

Headspace 1s maintained 1n the reactor vessel 300, e.g., by
maintaining about 1 foot between the surface of the liquid
and the top of the reactor vessel 300. Preferably, a level
controller (LIC) is provided for sensing the liquid level and
actuating a valve (LCV) to increase or decrease the flow of
effluent 95 from the reactor vessel 300 to maintain an
appropriate liquid level. This can be accomplished by sub-
merging a discharge pipe (not shown) below the liquid
surface to maintain a water seal and to 1solate the headspace
gas used for recirculation. The level control valve maintains
the liquid level above the bottom of the discharge pipe. A
pump 99 may be provided for feeding the effluent 95 to an
optional carbon polishing system 400 or other post-
treatment unit.

The air-to-liquid ratio obtained by recirculating the head-
space gas can be selected 1n accordance with the particular
contaminant(s) to be oxidized. Some species of organic
compounds are oxidized more efficiently in the gas phase
while others are oxidized faster in the liquid phase. The
contact between the dissolved organic compounds and
ozone can be 1improved by selecting an air-to-liquid ratio to
optimize the phase transfer effect between the ozone 1n the
fine bubbles and the compounds to be oxidized 1n the liquid.
This physical diffusion of the gas and organic compounds
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enhances the contact with ozone and facilitates the chemaical
oxidation reaction at the surface of the bubble. Recirculating
the headspace gas also improves efficiency and effectiveness
by recycling gaseous ozone and volatile organic compounds.
It has been found that air-to-liquid ratios ranging from about
0.25:1 to about 10:1, preferably from about 0.5:1 to about
10:1, and even more preferably from about 1:1 to about 10:1
(mass/mass) are particularly effective for treating most con-
taminated liquid streams.

The temperature 1n the reactor vessel preferably 1s main-
tained below about 70° F. and more preferably below about
60° F. to help prevent ozone degradation. The operating
temperature most often ranges from about 35° F. to about
70° F. Temperatures in excess of about 70° F. preferably are
avoided because ozone degrades to molecular oxygen (O,)
more readily at these higher temperatures.

The pressure within the reactor vessel 1s at least about 45
psig. Reactor vessel pressures often are about 50 psig or
higher. It 1s contemplated that significantly higher pressures
(e.g., 80—-120 psig or more) may be employed in more
difficult applications having high ozone demand. There 1s no
particular upper limit contemplated for the reactor vessel
pressure. The air compressor 40 may be used, as needed, for
reactor pressurization by introducing compressed air via line
42 1nto the gas recirculation line 82. The reactor vessel
pressure, as used herein, refers to the pressure of the
headspace gas.

A pressure gauge (PIC) may be used for sensing the
pressure 1n the gas recirculation line 82. The pressure gauge
can be 1n communication with a valve 86 that automatically
opens 1n response to a decrease 1n pressure, and automati-
cally closes once the appropriate operating pressure 1s
obtained. A rupture disk 89 may be provided for relieving
pressure 1n the event of excessive pressure buildup in the
reactor vessel 300. The discharged gas can be vented to an
exhaust system 350 and/or a suitable ozone destruction unit
360. A variety of types of ozone destruction units are
commercially available. Preferably, a metal catalyst ozone
destruction unit 360 1s provided for converting residual
ozone to molecular oxygen.

Optionally, further treatments such as carbon polishing
400 can be employed, for example 1f needed for stringent
off-gas requirements. It may be desirable to provide a carbon
polishing unit 400 as a safeguard to ensure that effluent
requirements are continuously met.

The solubility of ozone 1s increased in the pressurized
environment of the present process. The solubilized ozone
reacts with the contaminant(s), yielding generally less harm-
ful reaction products such as carbon dioxide, water, chloride
salts, and the like. Optionally, a second oxidizer 1s used in
addition to ozone. Non-limiting examples of second oxidiz-
ers that may be used include potassium permanganate,
Caro’s Acid, and hydrogen peroxide. Hydrogen peroxide 1s
a preferred second oxidizer for use with ozone. Hydrogen
peroxide forms hydroxyl radicals that oxidize organic com-
pounds. Depending on such factors as the type and concen-
tration of the compound(s) in the influent liquid, ozone and
hydrogen peroxide together may yield a higher oxidation
potential than 1s yielded by either oxidizer alone. For
example, the combination of ozone and hydrogen peroxide
1s particularly effective for treating liquid containing MTBE
or other organic compounds that are difficult to oxidize. Two
or more oxidizers can be used 1n accordance with the other
process conditions described elsewhere herein.

As 1llustrated in FIG. 1, a hydrogen peroxide feed 150
supplies hydrogen peroxide, generally at a range of from
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about 0.1 to about 0.5 wt/wt based on the amount of ozone.
When hydrogen peroxide 1s used as a second oxidizer, it 1s
preferable to introduce hydrogen peroxide into the influent
liquid immediately upstream of the recirculation pump 92
and the ozone imjector 210 to provide readily available
contaminant targets for the fast-reacting hydroxyl radical.

In accordance with an alternative embodiment of the
invention, organic compounds 1n contaminated liquids, such
as sub-surface groundwater, are oxidized in situ. As 1llus-
trated 1n FIG. 2, a similar system as previously described can
be used for preparing a pressurized liquid/ozone mixture.
The influent water 1s fed to an influent tank 200' and pumped
into the reactor vessel 300 via an influent pump 25. Ozone
1s generated by an ozone generator 10, and 1s combined with
recirculated liquid and recirculated headspace gas via injec-
tors 210 (liquid), 220a and 2205 (recirculated headspace
gas). The combined stream is fed into the mixing chamber
250 within the pressurized vessel 300, as 1n the previous
embodiment. The effluent stream 95 from the pressurized
vessel, 1.e., a liquid stream containing solubilized ozone, 1s
further 1njected 1nto one or more pressurized injection wells
510, 520, 530 with the aid of a booster pump 500. The
booster pump 500 assists in delivering the liquid (containing
dissolved ozone) to the injection depths. The injection
pressure depends on such factors as the mass rate of ozone
required and the injection depth. The injection pressure
typically 1s at least about 80 psig and may be as high as 100
PSIg Or more.

As 1llustrated 1n FIG. 3, the pressurized injection well 510
discharges the effluent stream 95 deep below the ground
surtace, preferably to depths of at least about 75 feet for
effective 1n situ ozonation. The 1njection well 510 typically
has a locking cap 550 and a protector pipe 555, the latter of
which 1s 12 inches in diameter and extends 2 feet above and
6 feet below the surface. The boring 560 typically 1s about
10 inches 1n diameter. The injection well 510 also includes
a plurality of inmjection pipes 565 that are 2 inches 1n
diameter. The 1njection pipes 565 may be constructed of any
suitable material, such as PVC, and preferably extend to a
variety of injection depths (e.g., 75 feet, 100 feet, 150 feet,
etc.). Each of the injection pipes i1s pressurized over the
entire 1njection depth. In general, greater injection depths
provide for more effective 1n situ ozonation.

A screen 1s provided at each injection depth, which
typically includes about 1 foot of bentonite pellets 592, and
a 10-foot pea gravel pack 594. The injection pipe 5635
typically terminates with 2 feet of a flush-threaded, 40-slot
screen 568. The injection well 510 of FIG. 3 illustrates
employing bentonite 590 to {ill the boring 560 at depths
orcater than about 75 feet, and cement grout 585 to fill the
bore up to about 75 feet. As will be apparent to persons
skilled 1n the art, the particular materials used for filling the
boring 560 and the depths will depend on the geological
conditions at the site of the injection well 510.

EXAMPLE 1

This example 1llustrates treating 20 gpm groundwater
containing about 100 ppm of chlorinated organics. An ozone
generator (Ozone Technologies, UK) delivered ozone at 100
grams per hour (about 11 liters per minute) at a pressure of
about 10 psig. The reactor vessel was 4 feet 1n diameter, and
the mixing chamber was a 10 inch-diameter pipe located in
the reactor vessel. A pipe extending 1nto the mixing chamber
had four spray nozzles for creating turbulent gas/liquid
mixing conditions 1n the mixing chamber, as illustrated in
FIG. 1A. The reactor vessel temperature was maintained at
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55° F. and reactor pressure at 50 psig. The residence time in
the reactor vessel was about 15 minutes. The headspace gas
was recirculated to achieve an air-to-liquid ratio of 2.5:1.
The system was found to be extremely effective for treating
the chlorinated groundwater.

While particular embodiments of the present mvention
have been described and illustrated, it should be understood
that the mnvention i1s not limited thereto since modifications
may be made by persons skilled i1n the art. The present
application contemplates any and all modifications that fall
within the spirit and scope of the underlying invention
disclosed and claimed herein.

What 1s claimed 1s:

1. A process of treating contaminated liquid by reaction
with ozone 1n a pressurized reactor vessel, the method
comprising;

injecting ozone 1nto a contaminated liquid to form a

gas/liquid mixture;

injecting said mixture 1nto an 1njection pipe located within

a mixing chamber which 1n turn 1s located within said
pressurized reactor vessel; wherein said 1njection pipe
has a plurality of nozzles for injecting said mixture into
said mixing chamber and causing turbulent gas/liquid
contact within said mixing chamber; and

flowing said mixture from said mixing chamber into said
pressurized reactor vessel, wherein a pressure of at least
about 45 psig 1s maintained in said reactor vessel.

2. A process of treating contaminated liquid by reaction
with ozone 1n a pressurized reactor vessel, the method
comprising;

injecting ozone 1nto a contaminated liquid to form a

gas/liquid mixture;

combining said gas/liquid mixture with recirculated head-

space gas from said reactor vessel to form a reactive

mixture having an air-to-liquid ratio of from about
0.25:1 to about 10:1;

injecting said reactive mixture 1into a mixing chamber for
providing turbulent gas/liquid contact; and

flowing said reactive mixture from said mixing chamber
into said pressurized reactor vessel, wherein a pressure
of at least about 45 psig 1s maintained 1n said reactor
vessel.

3. The process of claim 2 wherein a temperature of from
about 35° F. to about 70° F. is maintained in said reactor
vessel.

4. The process of claim 2 wherein said contaminated
liquid contains a contaminant selected from the group con-
sisting of MTBE, vinyl chloride, methylene chlorde,
ammonia, arsenic, benzene, ethylbenzene,
tetrachloroethene, trichoroethene, toluene, xylene, and mix-
tures thereof.

5. The process of claim 2 wherein said pressure 1n said
reactor vessel 1s at least about 50 psig.

6. The process of claim 5 wherein said pressure 1n said
reactor vessel 1s at least about 80 psig.

7. The process of claim 2 further comprising combining a
second oxidizer with said contaminated liquid.

8. The method of claim 7 wherein said second oxidizer
comprises hydrogen peroxide.

9. The process of claim 2 wherein said air-to-liquid ratio
1s about 0.5:1 to about 10:1.

10. The process of claim 9 wherein said air-to-liquid ratio
1s about 1:1 to about 10:1.

11. A process of treating contaminated liquid 1n situ by
reaction with ozone in a pressurized environment, the
method comprising;:
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injecting influent liquid into a pressurized vessel;

injecting ozone 1nto a recirculated stream from said vessel
to form a gas/liquid mixture;

combining said gas/liquid mixture with recirculated head-
space gas from said vessel to form a reactive mixture
having an air-to-liquid ratio of from about 0.25:1 to

about 10:1;

injecting said reactive mixture 1into a mixing chamber for
providing turbulent gas/liquid contact;

flowing said reactive mixture from said mixing chamber
into said vessel, wherein a pressure of at least about 45
psig 1s maintained 1n said vessel; and

injecting said reactive mixture into the ground.

12. The process of claim 11 wherein a temperature of from
about 35° F. to about 70° F. is maintained in said vessel.

13. The process of claim 11 wherein said contaminated
liquid contains a contaminant selected from the group con-
sisting of MTBE, vinyl chloride, methylene chloride,
ammonia, arsenic, benzene, ethylbenzene,
tetrachloroethene, trichoroethene, toluene, xylene, and mix-
tures thereof.

14. The process of claim 11 wherein said pressure 1n said
vessel 1s at least about 50 psig.

15. The process of claim 14 wherein said pressure 1n said
vessel 1s at least about 80 psig.

16. The process of claim 11 wherein the reactive mixture
1s further pressurized to an injection pressure of at least
about 80 psig prior to 1njection 1nto the ground.

17. The process of claim 16 wherein said injection pres-
sure 1s at least about 90 psig.

18. The process of claim 17 wherein said injection pres-
sure 1s at least about 100 psig.

19. The process of claim 11 wherein the reactive mixture
1s 1njected 1mto the ground to an injection depth of at least
about 75 feet.

20. The process of claim 19 wherein said injection depth
1s at least about 100 feet.

21. The process of claim 20 wherein said injection depth
1s at least about 150 feet.

22. The process of claim 11 wherein said air-to-hiquid
ratio 1s about 0.5:1 to about 10:1.

23. The process of claim 22 wherein said air-to-hiquid
ratio 1s about 1:1 to about 10:1.
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24. An apparatus for treating contaminated liquid by
reaction with ozone 1n a pressurized reactor vessel, the
apparatus comprising;:

a conduit for feeding an miluent liquid;

an ozone generator;

a first gas 1njector for injecting ozone into the influent
liquid to form a gas/liquid mixture;

a second gas 1njector for mjecting recirculated headspace
gas from said reactor vessel into said gas/liquid mixture
to form a reactive mixture;

a mixing chamber for providing turbulent mixing condi-
tions for said reactive mixture; and

a generally enclosed reactor vessel for maintaining said

reactive mixture 1n a pressurized environment.

25. The apparatus of claim 24 wheremn said mixing
chamber comprises a generally cylindrical member and an
injection pipe having a plurality of nozzles for providing
turbulent mixing conditions within said generally cylindrical
member.

26. The apparatus of claim 24 wheremn said mixing
chamber 1s located within said reactor vessel.

27. The apparatus of claim 24 further comprising a
pressurized injection well for injecting said reactive mixture
into the ground.

28. A process of treating contaminated liquid by reaction
with ozone 1n a pressurized reactor vessel, the method
comprising:

injecting ozone 1nto a contaminated liquid to form a

gas/liquid mixture;

combining said gas/liquid mixture with recirculated head-

space gas from said reactor vessel to form a reactive
mixture;

injecting said reactive mixture into a mixing chamber for
providing turbulent gas/liquid contact; and

flowing said reactive mixture from said mixing chamber
into said pressurized reactor vessel.
29. The process of claim 28 wherein a pressure of at least
about 45 psig 1s maintained in said reactor vessel.
30. The process of claim 28 wherein said combined

reactive mixture has an air-to-liquid ratio of from about
0.25:1 to about 10:1.
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